Experimental details for the preparation of the compounds 3a-g, 5e, 7a,c, 8e, their spectroscopic and analytical data and 1 H and 13 C NMR spectra.
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Experimental
Reactions of diazodicarbonyl compounds with thioketone 1a:
7-Acetyl-1,1,3,3,6-pentamethyl-5-oxa-8-thiaspiro[3.4]oct-6-ene-2-one (3a): (a) The reaction was performed according to the general procedure at room temperature with thioketone 1a (328 mg, 2.1 mmol) in diazodiketone 2a (278 mg, 2.2 mmol) for 31 days.
The precipitated colorless crystals were separated by filtration, washed with cold pentane and recrystallized from diethyl ether. An additional crop of crystalline material was isolated from the filtrate by removing the solvents in vacuo and recrystallization of the obtained residue from diethyl ether. Total yield of 1,3-oxathiole 3a: 422 mg (1.67 mmol) [79% (88%; which is the combined yield of isolated crystalline product 2a and the content of the product in the filtrate as determined by (с) 1,3-Oxathiole 3e (57 mg, 0.2 mmol) was kept at room temperature in a tightly closed flask for 2 months, whereupon the sample of 1,3-oxathiole contained 7 mg (12%) of alkene 5e (according to 1 H NMR spectral data). The ensuing heating of this sample at 80 °C for 2 h gave rise to disappearance of oxathiole 3e and formation of a mixture of the alkene 5e (25 mg, 49%) and oxathiole hydrolysis products [1] . 
